H and
13 C NMR and MS spectra for 3-(trihalomethyl atedpyrimidinyl)propanoates (3-18) and 3-(trihalomethylatedpyrimidinyl)propanohydrazides (19-21) are shown.
1 H and 13 C spectra were recorded at 298 K on a Bruker DPX 400 spectrometer ( 1 H at 400.13 MHz, 13 C at 100.63 MHz) with digital resolution of ± 0.01 ppm. All the chemical shifts are expressed in ppm, 1 H and 13 C NMR spectra are reported with respect to internal TMS (tetramethylsilane). 0.1 mol L -1 CDCl 3 solutions were used except with compound 2, 0.1 mol L -1 in DMSO-d 6 . H-H and C-F coupling constants are in Hz. Mass spectra were registered in a HP 5973 MSD connected to a HP 6890 GC and interfaced by a Pentium PC. Gas chromatograph was equipped with a split-splitless injector, auto-sampler, cross-linked HP-5 capillary column (30 m, 0.32 mm of internal diameter), and helium was used as the carrier.
Methyl 3-(2-oxo-6-trihalomethyl-2,3-dihydrodropyrimidin-4-yl)propanoates (3, 4) A solution of methyl 7,7,7-trihalo-4-methoxy-6-oxo-4-heptenoate 1 or 2 (3 mmol) and NH 2 CONH 2 (0.36 g, 6 mmol) in 6 mL dry methanol was stirred at 25 °C until complete dissolution. Then, 1 mL concentrated HCl was added and the resulting solution was kept under reflux for 20 h. MeOH was removed and the residue was dissolved in CH 2 Cl 2 (30 mL); the organic solution was washed with water (3 × 30 mL) and dried with Na 2 SO 4 . The solvent was evaporated, resulting in product 3 or 4.
This compound was obtained (57%) as a yellowish oil; 1 H NMR (CDCl 3 ) d 2.78 (t, 2H, CH 2 ), 3.0 (t, 2H, CH 2 ), 3.63 (s, 3H, OMe), 6.6 (s, 1H, 5-H);
13 C NMR (CDCl 3 ) d 28.6 (CH 2 ), 31.1 (CH 2 ), 51.9 (OMe), 100.5 (q, J CF 2.7 Hz, 5-C), 119.3 (q, J CF 275 Hz, CF 3 ), 163.4 (q, J CF 35.9 Hz, 6-C), 165.7 (2-C), 171.4 (4-C), 173.1 (CO ester); MS m/z (%) 250 (M + , 20), 231 (6), 191 (100), 163 (8), 69 (8); anal. calcd. for C 9 H 9 F 3 N 2 O 3 : C, 43.21; H, 3.63; N, 11.20; found C, 43.6; H, 3.7; N, 11.45 . C, 36.09; H, 3.03; N, 9.35; found C, 36.0; H, 3.15; N, propanoates General procedure A solution of methyl 7,7,7-trihalo-4-methoxy-6-oxo-4-heptenoate 1 (3 mmol) in MeOH (6 mL) was added to a stirred solution of amidine salt (3 mmol) in 3 mL aqueous 3 mol L -1 NaOH. The mixture was stirred for 1-16 h at 50 °C. After MeOH was evaporated and residue was dissolved in CH 2 Cl 2 (30 mL), the organic solution was washed with water (2 × 30 mL) and dried with Na 2 SO 4 . The organic layer was dried with sodium sulfate, the solvent was evaporated, and the products were obtained with high purity. The crystalline compounds were purified by recrystallization from hexane. Methyl 3-(2-phenyl-6-trifluoromethylpyrimidin-4-yl) propanoate (7) This compound was obtained (62%) as yellow needles (hexane H, 3.69; N, 18.66; found C, 48.1; H, 3.49; N, 18.77 . , 50.10; H, 3.64; N, 7.79; found C, 50.22; H, 3.65; N, 7.80 . Vol. 24, No. 4, 2013 32.2 (-CH 2 -), 51.7 (OMe), 95.6 (CCl 3 ), 109.5 (5-C), 165.5 (6-C), 171.2 (4-C), 172.5 (2-C), 172.8 (CO ester); MS m/z (%) 327 (21), 292 (100), 260 (52), 106 (7); anal. calcd. for C 10 H 11 Cl 3 N 2 O 2 S: C, 36.44; H, 3.36; N, 8.50; found C, 36.21; H, 3.27; N, 8.30 . , 41.23; H, 3.17; N, 16.03; found C, 41.4; H, 3.25; N, 15.89 . A solution of methyl 7,7,7-trifluoro-4-methoxy-6-oxohept-4-enoate 1 (2 mmol) and 5-methyl-1H-pyrazol-3-amine (2 mmol) in acetic acid (10 mL) was stirred for 24 h at reflux. The addition of distilled ice water led to the precipitation of pure product. Methyl 3- [2-methyl-7-(trifluoromethyl) (C-2) , 32.5 (C-3), 51.8 (OCH 3 ), 89.0 (CCl 3 ), 96.6 (C-2'), 104.6 (C-5'), 141.7 (C-1'), 150.6 (C-3'), 155 (CCl 3 ), 158.8 (C-4') 172.9 (C-1) A solution of methyl 7,7,7-trichloro-4-methoxy-6-oxohept-4-enoate 2 (2 mmol) and thiazol-2-amine (2 mmol) in ethanol (5 mL) was stirred for 20 h at reflux. The solvent was removed and the residue was dissolved in chloroform (10 mL) and dried with sodium sulfate. The solvent was evaporated to give the product methyl 3-[5-oxo-5H-thiazolo[3,2-a]pyridin-7-yl]propanoate, which was purified by recrystallization in chloroform, crystallized as a brown solid; 85% yield; mp 75-77 °C; 1 H NMR (CDCl 3 , 400 MHz) d 2.77 (t, 2H, J HH 7.0 Hz, H-2), 2.95 (t, 2H, J HH 7.0 Hz, H-3), 3.69 (s, 3H, OCH 3 ), 6.19 (s, 1H, H-4'), 6.99 (d, 1H, J HH 4.9 Hz, H-1'), 7.96 (d, 1H, J HH 4.9 Hz, H-2'); 13 C NMR (CDCl 3 , 400 MHz) d 31.8 (C-2), 32.3 (C-3), 51.8 (OCH 3 ), 97.5 (C-1'), 103.6 (C-4'), 121.8 (C-2'), 158.6 (C-3'), 162.6 (C-51), 165.7 (C-6'), 172. H, 4.23; N, 11.76; found C, 50.5; H, 4.3; N, 11.7. 
